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MANUFACTURE OF STEREOREGULAR POLYMERS 

Field of the Invention 

The present invention relates to the use of an unsupported 
metallocene catalyst for the polymerization of stereoregular olefins in 
the gas phase. 

BacHground of the Inventipn 

U.S. Patent No. 5,504,232 to Winter et al. teaches that bridged 
substituted bis-indenyl type metallocene complexes may be used to 
polymerize propylene to produce a stereoregular polymer, but given 
the inventors' later work as disclosed in Spalek et al., "The Influence of 
Aromatic Substituents on the Polymerization Behavior of Bridged 
Zirconocene Catalysts, Organometallics 1994, 13, 954-963, it is not 
clear whether such stereoregularity is transferable outside the specific 
conditions of the slurry phase since solvent effects may play a large 
role in the polymerization. Additionally, appropriate conditions for 
polymerizing outside of the liquid phase are not taught. 

U.S. Patent No. 5,317,036 teaches the gas-phase polymerization 
of olefins with catalysts in liquid form. However, when a liquid 
catalyst is employed in gas phase polymerization, several phenomena 
can occur. First, the catalyst tends to deposit on the polymer forming 
the fluidized bed which in turn leads to accelerated polymerization on 
the surface of the particles of the bed. As the coated resin particles 
increase in size, they are exposed to a higher fraction of catalyst 
solution or spray because of their increased cross-sectional dimensions. 
If too much catalyst is deposited on the polymer particles, they can 
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grow so large that they cannot be fluidized thereby causing the reactor 
to be shut down. 

Second, using liquid catalyst under conditions of high catalyst 
activity, e.g., a liquid metallocene catalyst, the initial polymerization 
rate is often so high that the newly formed polymer particles can soften 
or melt, adhering to larger particles in the fluidized bed which can 
cause reactor shutdown. On the other hand, if the polymer particles 
size is too small, entrainment can occur resulting in fouling of the 
recycle line, compressor, and cooler and increased static electricity 
leading to sheeting can result. 

However, there is no specific teaching as to the manufacture of a 
stereoregular polymer, such as isotactic polypropylene (iPP) and the 
conditions required to achieve same. 

Summary of the Invention 

The present invention teaches the use of particular soluble 
metallocene catalysts to produce stereoregular polymers in gas phase 
polymerizations wherein the catalysts are fed into a particle lean zone 
in the reactor. The metallocenes catalysts are bridged bis-(substituted 
indenyl) compounds. 

Brief Description of the Drawings 

Fig. 1 represents an exemplary catalyst feeding mechanism of 
the present invention. 

Detailed Description of the Invention 

The present polymerization system has particular advantages, 
including, ease of catalyst preparation, elimination of catalyst 
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deactivation by the support, exclusion of inorganic support material 
residues in the product and the absence of oil from the slurrying a 
supported catalyst. 

Two of these advantages are of particular importance for 
stereoregular polymers. Fibers are a very important application for 
stereoregular polymers. Inorganic support material residues in the 
product diminish fiber properties substantially. Therefore, any 
inorganic support material residues must be filtered from the product 
more extensively than for other polyolefin applications. Eventually the 
filters plug and must be cleaned. Filter cleaning causes equipment 
downtime and expense. Catalysts that do not contain a support do not 
have this problem. 

Products that contain oils result in smoke during extrusion. 
Supported metallocene catalysts are typically stored and fed to the 
reactor as very dilute mineral oil slurries. Oil renders the supported 
catalyst non-pyrophoric and results in safer catalyst handling 
considerations. Dry supported metallocene catalysts are highly 
pyrophoric since the cocatalysts usually have very high surface area 
when it is placed on a support and the solvent is removed. In addition, 
concentrations of cocatalyst and metallocene on the support are limited 
by the pore volume of the support. Due to the large quantity of 
cocatalyst required to activate metallocene to an optimum activity, the 
metallocene concentration on the support is very low. Therefore, the 
metallocene concentration in the oil slurry is extremely low and this 
results in high concentrations of oil in the product. 
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Catalvst 

Metallocenes are organometallic coordination complexes of one 
or more jc-bonded moieties in association with a metal atom from 
groups III to VIII or the rare earth metals of the Periodic Table. The 
metallocene catalysts for use herein are of the formula: 

(L) 2 R 1 MX ( z.2) (I) 
wherein M is a metal from groups III to VIII or a rare earth metal of 
the Periodic Table; L is re-bonded substituted indenyl ligand 
coordinated to M; R 1 is a bridging group selected from the group 
consisting of C1-C4 substituted or unsubstituted alkylene radicals, 
dialkyl or diaryl germanium or silicon groups, and alkyl or aryl 
phosphine or amine radicals; each X is independently hydrogen, an 
aryl, alkyl, alkenyl, alkylaryl, or arylalkyl radical having 1-20 carbon 
atoms, a hydrocarboxy radical having 1-20 carbon atoms, a halogen, 
NRV, R2CO2-, or R22NCO2-, wherein each R 2 is a hydrocarbyl group 
containing 1 to about 20 carbon atoms; and 2 is the valence state of M. 

Illustrative, but non-limiting, examples of metallocenes are 
bridged dialkyl indenyl metallocenes [e.g., (indenyl) 2 M(CH 3 ) 2 , 
(indenyl) 2 M(C6H5)2, (indenyl) 2 M di-neopentyl, (indenyl) 2 M di-benzyl]; 
bridged mono alkyl bisindenyl metallocenes, [e.g., (indenyl) 2 M(CHs)Cl, 
(indenyl) 2 M neopentyl CI, (indenylfeMCeHsClJ, indenyl metal di-halide 
complexes [e.g., indenyl 2 MCl 2 , tetra-methylindenyl 2 MCl 2 , tetra- 
ethylindenyl 2 MCl 2 , bis(2,4 dimethyl-indenyl)MCl 2 ]; bisfluorenyl 
structures [e.g., bisfluorenylMCl 2 , bis-nona methyl fluorenylMCl 2 , bis- 
1-methyl fluorenylMCb]; with the following bridging groups (i.e., R in 
the above formula I): Me 2 Si, Et 2 Si, Ph 2 Si, MePhSi, MeEtSi, EtPhSi, 
Me 2 Ge, Et 2 Ge, Ph 2 Ge, MePhGe, MeEtGe, MeCH, Me2C, Et 2 C, Ph 2 C, 
MePhC, MeEtC, EtPhC, iPr 2 C, t-Bu 2 C, ethylene, tetramethylethylene, 
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diphenyl ethylene, methyl ethylene, propylene, methylamine, 
butylene, and methyl phosphine. 

Particularly preferred for use herein is racemic- 

dichloro[(dimethylsilylene)bis(l,2,3,3a,7a-Ti)-2-methyl-4-phenyl-lH- 
inden-l-ylidene] zirconium (hereinafter "SIZR4P"). 

One or more than one metallocene catalyst may be employed. 

For example, as described in U.S. Patent No. 4,530,914, at least two 

metallocene catalysts may be used in a single catalyst composition to 

achieve a broadened molecular weight distribution polymer product. 

Cocatalvst 

An activating cocatalyst capable of activating the metallocene 
catalyst must also be used in the present system. Preferably, the 
activating cocatalyst is one of the following: (a) branched or cyclic 
oligomeric poly(hydrocarbyl-aluminum oxide)s which contain repeating 
units of the general formula -(Al(R*)OK where R* is hydrogen, an 
alkyl radical containing from 1 to about 12 carbon atoms, or an aryl 
radical such as a substituted or unsubstituted phenyl or naphthyl 
group; (b) ionic salts of the general formula [A*][BR** 4 -], where A+ is a 
cationic Lewis or Brensted acid capable of abstracting an alkyl, 
halogen, or hydrogen from the metallocene catalysts, B is boron, and 
R** is a substituted aromatic hydrocarbon, preferably a 
perfluorophenyl radical; and (c) boron alkyls of the general formula 
BR**3, where R** is as defined above. 

Preferably, the activating cocatalyst is an aluminoxane such as 
methylaluminoxane (MAO) or modified methylaluminoxane (MMAO), 
or a boron alkyl. Aluminoxanes are preferred and their method of 
preparation is well known in the art. Aluminoxanes may be in the 
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form of oligomeric linear alkyl aluminoxanes represented by the 
formula: 



\ R*** / s 

or oligomeric cyclic alkyl aluminoxanes of the formula: 

^Al-O- 1 
>R***/ p 

wherein s is 1-40, preferably 10-20; e is 3-40, preferably 3-20; and R*** 
is an alkyl group containing 1 to 12 carbon atoms, preferably methyl or 
an aryl radical such as a substituted or unsubstituted phenyl or 
naphthyl radical. In the case of MAO, R*** is methyl, whereas in 
MMAO, R*** is a mixture of methyl and C2 to C12 alkyl groups 
wherein methyl comprises about 20 to 80 percent by weight of the R*** 
group. 

The amount of activating cocatalyst and metallocene catalyst 
usefully employed in preparation of the catalyst composition, whether 
the catalyst composition is formed in situ as it is being introduced into 
the reaction zone or formed prior to introduction into the reaction zone, 
can vary over a wide range. When the cocatalyst is a branched or 
cyclic oligomeric poly(hydrocarbylaluminum oxide), the mole ratio of 
aluminum atoms contained in the poly(hydrocarbylaluminum oxide) to 
metal atoms contained in the metallocene catalyst is generally in the 
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range of from about 2:1 to about 100,000:1, preferably in the range of 
from about 10:1 to about 10,000:1, and most preferably in the range of 
from about 50:1 to about 2,000:1. When the cocatalyst is an ionic salt 
of the formula [AlfBRY] or a boron alkyl of the formula BR* 3 , the 
mole ratio of boron atoms contained in the ionic salt or the boron alkyl 
to metal atoms contained in the metallocene catalyst is generally in 
the range of from about 0.5:1 to about 10:1, preferably in the range of 
from about 1:1 to about 5:1. 

The catalyst can be composed of one or more of metal compounds 
in combination with one or more cocatalysts. Alternatively, all or a 
portion of the cocatalyst can be fed separately from the metal 
compound(s) to the reactor. Promoters associated with any 
particularly polymerization are usually added to the reactor separately 
from the cocatalyst and/or metal compound(s). 

Liquid Catalyst 

The metallocene catalysts for use herein are in a liquid form and 
unsupported. As used herein, "liquid catalyst" or "liquid form" 
includes neat, solution, emulsion, colloids, suspension and dispersions 
of the transition metal or rare earth metal component(s) of the 
catalyst. 

If the metal compound and/or the cocatalyst occurs naturally in 
liquid form, it can be introduced "neat" into the reactor. More likely, 
the liquid catalyst is introduced into the reactor as a solution (single 
phase, or "true solution" using a solvent to dissolve the metal 
compound and/or cocatalyst), an emulsion (partially dissolving the 
catalyst components in a solvent), suspension, dispersion, or slurry 
(each having at least two phases). Preferably, the unsupported 
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catalyst employed is a solution or an emulsion, most preferably a 
solution. 

The solvents which can be utilized to form liquid catalysts are 
inert solvents, preferably non-functional hydrocarbon solvents, and 
may include aliphatic hydrocarbons such as butane, isobutane, ethane, 
propane, pentane, isopentane, hexane, heptane, octane, decane, 
dodecane, hexadecane, octadecane, and the like; alicyclic hydrocarbons 
such as cyclopentane, methylcyclopentane, cyclohexane, cyclooctane, 
norbornane, ethylcyclohexane and the like; aromatic hydrocarbons 
such as benzene, toluene, ethylbenzene, propylbenzene, butylbenzene, 
xylene, tetrahydrofuran and the like; petroleum fractions such as 
gasoline, kerosene, light oils, and the like; and mineral oil. Likewise, 
halogenated hydrocarbons such as methylene chloride, chlorobenzene, 
ortho-chlorotoluene and the like may also be utilized. By "inert" is 
meant that the material being referred to is non-deactivating in the 
polymerization reaction zone under the conditions of gas phase 
polymerization and is non-deactivating with the catalyst in or out of 
the reaction zone. By "non-functional", it is meant that the solvents do 
not contain groups such as strong polar groups which can deactivate 
the active catalyst metal sites. 

The concentration of the catalyst and/or cocatalyst that is in 
solution that is provided to the reactor may be in the range of from 
about 0.01 to about 10,000 millimoles/liter. Of course, if the catalyst 
and/or cocatalyst is being used in its neat form, i.e., in its liquid state 
with no solvent, it will be comprised of essentially pure catalyst and/or 
cocatalyst, respectively. Liquid flowrates of catalyst, cocatalyst, and 
activators range between 5 and 250 kg/hr for commercial scale gas- 
phase reactors. 
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The catalyst may be fed in a preactivated or prepolymerized 

form. 

Additional Catalysts 

In addition to the unsupported metallocene, other catalysts may 
be added to the system to provide for different product properties. 
Examples of suitable catalysts include: 

A. Ziegler-Natta catalysts, including titanium based 
catalysts such as those described in U.S. Patent Nos. 4,376,062, 
4,379,758 and 5,066,737. Ziegler-Natta catalysts are typically are 
magnesium/titanium/electron donor complexes used in conjunction 
with an organoaluminum cocatalyst and an external selectivity control 
agent, such as an alkoxy silane. 

B. Chromium based catalysts such as those described in U.S. 
Patent Nos. 3,709,853; 3,709,954; and 4,077,904. 

C. Vanadium based catalysts such as vanadium oxychloride 
and vanadium acetylacetonate, such as described in U.S. Patent No. 
5,317,036. 

D. Cationic forms of metal halides, such as aluminum 
trihalides. 

E. Cobalt catalysts and mixtures thereof such as those 
described in U.S. Patent Nos. 4,472,559 and 4,182,814. 

F. Nickel catalysts and mixtures thereof such as those 
described in U.S. Patent Nos. 4,155,880 and 4,102,817. 

G. Rare Earth metal catalysts, i.e., those containing a metal 
having an atomic number in the Periodic Table of 57 to 103, such as 
compounds of cerium, lanthanum, praseodymium, gadolinium and 
neodymium. Especially useful are carboxylates, alcoholates, 
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acetylacetonates, halides (including ether and alcohol complexes of 
neodymium trichloride), and allyl derivatives of such metals. 
Neodymium compounds, particularly neodymium neodecanoate, 
octanoate, and versatate, are the most preferred rare earth metal 
catalysts. 

H. A supported metallocene of the aforementioned type. 
Pplymers 

Illustrative of the stereoregular pollers which can be produced 
in accordance with the invention are the following: isotactic 
polypropylene homopolymers and copolymers employing one or more 
C2 and C4-C12 alpha olefins; syndiotactic polypropylene homopolymers 
and copolymers employing one or more C2 and C4-C12 alpha olefins; 
hemi-isotactic polypropylene homopolymers and copolymers employing 
one or more C2 and C4-C12 alpha olefins; polyisoprene; polystyrene; 
polybutadiene; polymers of butadiene copolymerized with styrene; 
polymers of butadiene copolymerized with acrylonitrile; polymers of 
isobutylene copolymerized with isoprene; ethylene propylene rubbers 
and ethylene propylene diene rubbers; polychloroprene, and the like. 
Especially preferred are polypropylene impact copolymers having an 
isotactic polypropylene homopolymer (which may have some ethylene) 
with an ethylene-propylene copolymer and propylene random 
copolymers, i.e., with a comonomer such as butene. 

Because of the stereospecificity of the reaction, the 
polypropylene made hereby has xylene solubles (Xa) of less than about 
7%w, and preferably less than about 5.5%w, and most preferably less 
than about 3%w. 
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Polvmerization 

The present invention is directed to gas phase polymerization, 
especially one carried out in a stirred or fluidized bed reactor. The 
invention can be carried out in a single reactor or multiple reactors 
(two or more reactors in series). For example, a two sequential reactor 
system may be used to make a polymer in the first reactor which is 
tranferred to a second reactor at the same or different reaction 
conditions (with optionally the addition of more alumoxane), where 
additional polymer is produced using residual catalyst transferred 
with the resin. This is particularly useful for the production of impact 
copolymers where isotactic polypropylene (which may contain some 
comonomer) is produced in the first reactor and an ethylene-propylene 
rubber is produced in the second. 

In addition to well known conventional gas phase 
polymerization processes, "condensed mode", including the so-called 
"induced condensed mode", and "liquid monomer" operation of a gas 
phase polymerization can be employed. 

A conventional fluidized bed process for producing resins is 
practiced by passing a gaseous stream containing one or more 
monomers continuously through a fluidized bed reactor under reactive 
conditions in the presence of a polymerization catalyst. Product is 
withdrawn from the reactor. A gaseous stream of unreacted monomer 
is withdrawn from the reactor continuously and recycled into the 
reactor along with make-up monomer added to the recycle stream. 

Condensed mode polymerization is disclosed in U.S. Patent Nos. 
4,543,399; 4,588,790; 5,352,749; and 5,462,999. Condensing mode 
processes are employed to achieve higher cooling capacities and, hence, 
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higher reactor productivity. In these polymerizations a recycle stream, 
or a portion thereof, can be cooled to a temperature below the dew 
point in a fluidized bed polymerization process, resulting in condensing 
all or a portion of the recycle stream. The recycle stream is returned to 
the reactor. The dew point of the recycle stream can be increased by 
increasing the operating pressure of the reaction/recycle system and/or 
increasing the percentage of condensable fluids and decreasing the 
percentage of non-condensable gases in the recycle stream. The 
condensable fluid may be inert to the catalyst, reactants and the 
polymer product produced; it may also include monomers and 
comonomers. The condensing fluid can be introduced into the 
reaction/recycle system at any point in the system. Condensable fluids 
include saturated or unsaturated hydrocarbons. In addition 
condensable fluids of the polymerization process itself other 
condensable fluids, inert to the polymerization can be introduce to 
"induce" condensing mode operation. Examples of suitable 
condensable fluids may be selected from liquid saturated hydrocarbons 
containing 2 to 8 carbon atoms (e.g., propane, n-butane, isobutane, n- 
pentane, isopentane, neopentane, n-hexane, isohexane, and other 
saturated C6 hydrocarbons, n-heptane, n-octane and other saturated 
C7 and C8 hydrocarbons, and mixtures thereof). Condensable fluids 
may also include polymerizable condensable comonomers such as 
olefins, alpha-olefins, diolefins, diolefins containing at least one alpha 
olefin, and mixtures thereof. In condensing mode, it desirable that the 
liquid entering the fluidized bed be dispersed and vaporized quickly. 

Liquid monomer polymerization mode is disclosed, in U.S. 
Patent No. 5,453,471, U.S. Serial No. 510,375, PCT 95/09826 (US) and 
PCT 95/09827 (US). When operating in the liquid monomer mode, 
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liquid can be present throughout the entire polymer bed provided that 
the liquid monomer present in the bed is adsorbed on or absorbed in 
solid particulate matter present in the bed, such as polymer being 
produced or fluidization aids (e.g., carbon black) present in the bed, so 
long as there is no substantial amount of free liquid monomer present 
more than a short distance above the point of entry into the 
polymerization zone. Liquid mode makes it possible to produce 
polymers in a gas phase reactor using monomers having condensation 
temperatures much higher than the temperatures at which 
conventional polyolefins are produced. In general, liquid monomer 
process are conducted in a stirred bed or gas fluidized bed reaction 
vessel having a polymerization zone containing a bed of growing 
polymer particles. The process comprises continuously introducing a 
stream of one or more monomers and optionally one or more inert 
gases or liquids into the polymerization zone; continuously or 
intermittently introducing a polymerization catalyst into the 
polymerization zone; continuously or intermittently withdrawing 
polymer product from the polymerization zone; and continuously 
withdrawing unreacted gases from the zone; compressing and cooling 
the gases while maintaining the temperature within the zone below 
the dew point of at least one monomer present in the zone. If there is 
only one monomer present in the gas-liquid stream, there is also 
present at least one inert gas. Typically, the temperature within the 
zone and the velocity of gases passing through the zone are such that 
essentially no liquid is present in the polymerization zone that is not 
adsorbed on or absorbed in solid particulate matter. 
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Catalvst Feeding 

The catalyst is fed to the reactor in a resin particle lean zone 
which can be established by feeding the catalyst in any manner such 
that the catalyst droplets do not immediately contact a substantial 
portion of the resin particles of the fluidized bed. The droplets of the 
liquid catalyst are introduced without immediately contacting growing 
polymer particles of the bed so as to provide an average polymer 
particle size (APS) ranging from about 0.01 (.025 cm) to about 0.06 
inches (0.15 cm). Generally, the particle density in the particle lean 
zone is at least 10 times lower than that in the fluidized bed. In the 
time period elapsing when the liquid catalyst in droplet form leaves 
the nozzle and contacts the particles in the bed, new polymer particles 
are formed. The time between the droplet leaving the nozzle and its 
contacting the particles in the bed ranges from about 0.01 seconds to 
60 seconds, preferably about 0.01 to 30 seconds, and, most preferably, 
is about 0.01 seconds to 5 seconds. 

A particle lean zone may be a section of the reactor which 
normally does not contain the fluidized bed, such as the disengaging 
section, the gas recirculation system, or the area below the distributor 
plate. The particle lean zone may also be created by deflecting resin 
away from the catalyst spray with a stream of gas. 

In a preferred embodiment of the present invention, the liquid 
catalyst in a carrier gas (e.g., nitrogen, argon, alkane, or mixtures 
thereof) is surrounded by at least one gas which serves to move or 
deflect resin particles of the bed out of the path of the liquid catalyst as 
it enters the fluidization zone and away from the area of catalyst 
entry, thereby providing a particle lean zone. In a particularly 
preferred embodiment, the liquid catalyst in the carrier gas is 
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surrounded by at least two gases, the first gas serving primarily to 
deflect resin particles of the bed out of the path of the liquid catalyst 
and the second gas primarily prevents the injection tube or nozzle tip 
from getting clogged. As used in this application, when the liquid 
catalyst in the carrier gas is surrounded by two gases, the catalyst is 
considered to be shrouded. The first or particle-deflecting gas and the 
second or tip-cleaning gas can each be selected from the group 
consisting to recycle gas, monomer gas, chain transfer gas (e.g., 
hydrogen), inert gas or mixtures thereof. Preferably the particle- 
deflecting gas is all or a portion of the recycle gas and the tip-cleaning 
gas is all or a portion of a monomer (e.g., ethylene or propylene) 
employed in the process. 

Liquid catalyst in a carrier gas, particle-deflecting gas, and, 
when employed, the tip-cleaning gas can be introduced into the reactor 
at the same velocities to establish a particle lean zone. However, it is 
preferred that they enter the fluidization zone at differing velocities. 
Preferably, the liquid catalyst in the carrier gas is introduced at a 
velocity ranging from about 50 ft/sec (15 m/sec) to about 400 ft/sec (130 
m/sec); the particle-deflecting gas is introduced at a velocity ranging 
from about 10 ft/sec (3 m/sec) to about 150 ft/sec (50 m/sec), and, when 
employed, the tip-cleaning gas ranges in velocity from about 50 ft/sec 
(15 m/sec) to about 250 ft/sec (80 m/sec). It is noted that the upper 
velocity limits may be higher than the recited preferred limits. Each 
gas has an upper limit of being fed at sonic velocity (331 m/sec in air at 
0°C and atmospheric pressure but different at reactor conditions). 
Preferably, the pressure of the particle-deflecting gas, and, when 
employed, the tip-cleaning gas is about 10 psig (2.5 Pa) to about 50 
psig (7.0 Pa), preferably about 20 psig (3.0 Pa) t about 30 psig (5.0 
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Pa), than the pressure of the gas in the fluidization zone of the reactor. 
Typically, the particle-deflecting gas pressure ranges from about 10 
psig (2.5 Pa) to about 50 psig (7.0 Pa); the tip-cleaning gas pressure, 
when employed, ranges from about 50 psig (7.0 Pa) to 250 psig (27.0 
Pa); and the liquid catalyst/carrier gas pressure ranges from about 50 
psig (7.0 Pa) to about 250 psig (27.0 Pa). When the particle-deflecting 
gas is the recycle gas, it is a portion comprising about 5 to about 25 
percent of the total recycle flow and is preferably removed from the 
discharge side of the compressor. When the tip-cleaning gas is the 
monomer gas, it is a portion comprising about 2 to about 40 percent of 
the total monomer flow. The catalyst feedstream, particle-deflecting 
gas and the tip-cleaning gas optionally also can contain one or more 
antifoulants or antistatic agents known to those skilled in the art. 
Additionally, catalyst inhibitors (poisons) may be added to any one of 
these streams. While inert gases (e.g., nitrogen) can be employed in 
the present invention as the particle-deflecting and tip-cleaning gases, 
they can be impractical because they require increased reactor venting, 
thereby decreasing efficiency of monomer usage and increasing cost. 

The catalyst can be introduced into the polymerization zone 
from the side, top, or bottom of the reactor. Side feeding the liquid 
catalyst is generally preferred, since it requires no or little 
modification of a conventional commercial reactor. When the catalyst 
is fed from a side location into the fluidization or polymerization zone 
of the reactor, it, along with the particle-deflecting gas and optional 
tip-cleaning gas, preferably enters the bed from a position that is about 
10 percent to about 100% percent of the distance from the distributor 
plate to the top of the bed, most preferably about 10 percent to about 
35 percent of the distance from the distributor plate to the top of the 
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polymer bed. When the catalyst is fed from the bottom of the reactor 
along with the particle-deflecting gas and optional tip-cleaning gas, it 
preferably enters the fluidized bed from a position that is at or near 
the center of the distributor plate in the bottom of the reactor to 
provide a particle lean zone. When the catalyst is introduced from a 
location in the top of the reactor, it is preferred that it enter in such a 
manner to avoid polymerization in the expanded zone of the reactor, 
and, therefore, is released in the reactor at the top or just immediately 
above the fluidized bed. This allows the catalyst droplets to 
additionally coat fines which can accumulate as dust above the top of 
the fluidized bed. 

Any catalyst delivery system that is capable of atomizing the 
liquid catalyst into droplets of the desired size and distribution and 
avoids plugging of the tip or nozzle can be employed in the present 
invention. One embodiment of a catalyst delivery system comprises a 
particle-deflecting gas tube enclosing an optional tip-cleaning gas tube 
(or alternatively, shroud tube) which in turn encloses a catalyst 
injection tube. The particle-deflecting gas tube has a sufficient inside 
diameter for the insertion or mounting of the tip-cleaning gas tube. 
For a commercial fluidized bed reactor, typically the particle-deflecting 
gas tube has an inside diameter ranging from about 2 inches (5 cm) to 
about 12 inches (30 cm), preferably about 4 inches (10 cm) to about 6 
inches (15 cm). The optional tip-cleaning gas tube, has an outside 
diameter capable of fitting inside the particle-deflecting gas tube. For 
a conventional reactor, typically the tip-cleaning gas tube has an 
inside diameter ranging from about 0.5 inches (1 cm) to about 1.5 
inches (4 cm), preferably about 0.75 inches (1.4 cm) to about 1.25 
inches (3,3 cm). 
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The particle-deflecting gas tube can be flush with the inside wall 
of the reactor or lead edge (top surface) of the distributor plate, or, 
preferably, it can be extended beyond the inside wall of the reactor or 
lead edge of the distributor plate into the fluidization zone. When 
employed the tip-cleaning gas tube can be positioned flush with, 
extended beyond, or recessed in the particle-deflecting gas tube. Most 
preferably the tip-cleaning gas tube is flush with the particle- 
deflecting gas tube. 

The catalyst injection tube or nozzle can be housed within the 
particle-deflecting gas tube, but is preferably housed within the tip- 
cleaning gas tube which is inside the particle-deflecting gas tube. 
Preferably the catalyst injection tube or nozzle is tapered at its tip to a 
fine or knife edge to minimize surface area for injector fouling and 
convenient entry to the reactor vessel. The catalyst injection tube or 
nozzle is secured or anchored to the inner wall of the particle- 
deflecting gas tube or preferably to the tip-cleaning gas tube by means 
of one or more fins or flanges. Stainless steel injection tubing and 
pneumatic spray nozzles are commercially available in a wide range of 
internal diameters and thicknesses such that tubing or nozzle size can 
easily be matched the amount of catalyst solution feed. For a 
commercial-size fluidized bed reactor, tubing and nozzles having about 
a 1/8-inch (.3 cm) inside diameter are employed. The orifice diameter 
in the spray nozzle tip is in the ranged of from about 0.01 inch (.025 
cm) to about 0.25 inch (0.60 cm), preferably from about 0.02 inch (0.05 
cm) to about 0.15 inch (0.40 cm). The orifice diameter of the tip of the 
injection tube is between about 0.05 inch (0.10 cm) to about 0.25 inches 
(0.60 cm), preferably between about 0.1 inch (0.25 cm) to about 0.2 
inches (0.5 cm). Suitable nozzles can be obtained from Spraying 
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Systems Corporation (Wheaton, IL) and can include the 1/8 JJ Series 
having standard and customized configurations. Other nozzles may 
include perpendicular flow nozzles as disclosed in copending U.S. 
patent application Serial No. 08/802,230 and effervescent spray 
nozzles as disclosed in U.S. patent application Serial No. 08/802,231. 
For a given liquid catalyst and reactor polymerization conditions the 
catalyst liquid feed rates can be adjusted by one skilled in the art to 
obtain the desired droplet size and distribution. The catalyst injection 
tube or nozzle can be located flush, extended, or recessed with respect 
to the leading tip edge of the particle-deflecting gas tube and/or 
optional tip-cleaning gas tube. 

In the absence of the tip-cleaning gas tube, the catalyst injection 
tube or nozzle can be located flush, extended, or recessed with respect 
to the leading tip edge of the particle-deflecting gas tube. Most 
preferably it is extended past the particle-deflecting gas tube. When a 
tip-cleaning gas tube is employed in conjunction with the particle- 
deflecting gas tube, the catalyst injection tube or nozzle is extended 
beyond the leading edge of the tip-cleaning gas tube or flush with the 
leading edge to the tip-cleaning gas tube. Preferably, the catalyst 
injection tube or nozzle is extended 2 (5 cm) to 4 inches (10 cm) beyond 
the leading edges of the tip-cleaning gas tube, and the particle- 
deflecting gas tube. 

An exemplary catalyst injection system is shown in figure 1. 
There is the catalyst injection tubing 1 into which the liquid catalyst 
and catalyst carrier is fed la, a packing gland 2, a packing gland 
bleeder valve 2a, a valve 3, a tip-cleaning gas feed tube 4 and line 4a, 
a particle deflecting gas tube 5 with a feed tube 5a, a reactor nozzle 6, 
a reactor insert piece 7, a spray tip 8 and a reactor wall 9. 
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The catalyst preferably is fed to the reactor with the aid of a gas, 
either combined prior to injection or preferably with an effervescent or 
perpendicular spray nozzle. Gases for use may be any relatively inert 
to the catalyst so that there is not blockage in the catalyst nozzle. 
Exemplary gases include N 2 , Ar, He, CH 4 , C 2 H 6 , CaHe, C0 2 , H 2 , cycle 
gas. Reactive gases (e.g., olefins or monomers) may be used if the 
catalyst is activated in the reactor, e.g., the cocatalyst is fed 
separately. The gas flow rates in the nozzle should be between about 5 
and 200 kg/hr., depending upon the reactor size and particle size 
control as discussed above. 

It is preferred that the catalyst feed nozzle be an effervescent 
spray nozzle or a perpendicular spray nozzle. 

Other Material 

Non-catalytic liquids may also be delivered to the reactor, e.g., 
solvents, anti-fouling agents, scavengers, monomers, antistatic agents, 
secondary alkyls, stabilizers or antioxidants. Some specific examples 
include methanol, veratrole, propylene oxide, glyme, water, ATMER®- 
163 antistatic agent (ICI Chemicals), hydrogen, metal alkyls of the 
general formula M 3 R 5 g, where M 3 is a Group IA, IIA or IIIA metal, R5 
is an alkyl or aryl, and g is 1, 2, or 3; zinc alkyls, CHCI3, CFCI3, 
CH3CCI3, CF2CICCI3, ethyltrichloroacetate, aluminum alkyls, most 
preferably triisobutylaluminum. The gas in such situations may be 
the cycle gas in a gas phase reactor that is operating in condensing 
mode or may be another inert gas, as is used with the delivery of the 
catalyst. The addition of this liquid can be any where to the reaction 
system, e.g., to the bed, beneath the bed, above the bed or to the cycle 
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line. The use of these additives is well within the skill of those skilled 
in the art. These additives may be added to the reaction zone 
separately or independently from the liquid catalyst if they are solids, 
or as part of the catalyst provided they do not interfere with the 
desired atoraization. To be part of the catalyst solution, the additives 
should be liquids or capable of being dissolved in the catalyst solution. 

Examples 

Unsupported SIZR4P was used in a gas phase fluid bed reactor 
system to make isotactic polypropylene. The reactor had a lower 
section which was 3.0 m high and an inner diameter of 0.34 m and an 
upper section which was 4.9 m high and an inner diameter of 0.58 m. 
A yellow five millimolar solution of SIZR4P catalyst in methylene 
chloride and a colorless cocatalyst solution of 4.5% Akzo-Nobel MMAO 
Type 3A in isopentane were fed with syringe pumps through 1/8" 
tubing. The components reacted for approximately two minutes in this 
tubing. A constant flow of nitrogen catalyst carrier then was added to 
the orange liquid catalyst before it was sprayed into the side of the 
reactor. The catalyst injection tube was tapered at its tip to a knife 
edge and the tube was housed within a tip-cleaning gas tube (though 
in the present case, the gas flow rate was too low to achieve this tip- 
cleaning function) which was inside the particle-deflecting gas tube. It 
was as shown in Figure 1. The center of the catalyst injection tube 
was located approximately two feet (0.6 m) above the gas distributor 
plate. Reactor conditions are given in Table 1 below. Initially, the 
polymer particle size grew uncontrollably due to deposition of the 
catalyst solution on the polymer forming in the fluid bed. However, 
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after a substantial increase in the particle-deflecting gas flowrate, the 
formation of small polymer particles was observed. 
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We claim: 

1. A process for making stereoregular or regioregular 
polymers comprising feeding a metallocene catalyst in liquid form and 
a cocatalyst to a gas phase reactor in a resin lean particle zone within 
the reactor. 

2. A process according to Claim 1 wherein the metallocene is 

(L>2R 1 MX( 2 -2) (I) 
wherein M is a metal from groups III to VIII or a rare earth metal of 
the Periodic Table; L is it-bonded substituted indenyl ligand 
coordinated to M; R 1 is a bridging group selected from the group 
consisting of C1-C4 substituted or unsubstituted alkylene radicals, 
dialkyl or diaryl germanium or silicon groups, and alkyl or aryl 
phosphine or amine radicals; each X is independently hydrogen, an 
aryl, alkyl, alkenyl, alkylaryl, or arylalkyl radical having 1-20 carbon 
atoms, a hydrocarboxy radical having 1-20 carbon atoms, a halogen, 
R 2 CC>2-, or R 2 2NCC>2-, wherein each R 2 is a hydrocarbyl group 
containing 1 to about 20 carbon atoms; 2; and z is the valence state of 
M. 

3. A process according to Claim 2 wherein the cocatalyst is 
selected from the group consisting of: (a) oligomeric linear alkyl 
aluminoxanes represented by the formula: 
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R***Aai-o-\air*** 2 

\ R*** / s 

or (b) oligomeric cyclic alkyl aluminoxanes of the formula: 

Al-O- 

I 

wherein s is 1-40, preferably 10-20; p is 3-40, and R*** is an alkyl 
group containing 1 to 12 carbon atoms. 

4. A process according to Claim 1 wherein isotactic 
polypropylene have xylene solubles of less than about 7% is made. 

5. A process according to Claim 1 where a polypropylene 
impact copolymer is made. 

6. A process according to Claim 1 where a propylene-butene 
random copolymer is made. 

7. The process of Claim 1 wherein the catalyst in liquid form 
is introduced without immediately contacting growing polymer 
particles in the reactor to provide an average polymer particle size 
ranging from about 0.01 to about 0.06 inches. 
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8. The process of Claim 1 wherein the liquid catalyst is in a 
carrier gas surrounded by at least one particle-deflecting gas having a 
velocity sufficient to deflect resin particles away from the path of the 
liquid catalyst as it enters the reactor. 

9. The process of Claim 8 wherein the liquid catalyst is in a 
carrier gas surrounded by at least one particle-deflecting gas and at 
least one tip-cleaning gas, each gas selected from the group consisting 
of recycle gas, monomer gas, chain transfer gas, and inert gas. 

10. The process of Claim 9 wherein the liquid catalyst in the 
carrier gas is introduced at a velocity ranging from about 50 ft/sec to 
the sonic velocity of said gas; the particle-deflecting gas is introduced 
at a velocity ranging from about 10 ft/sec to about the sonic velocity of 
said gas; and the tip-cleaning gas ranges in velocity from about 50 
ft/sec to about the sonic velocity of said gas. 

11. The process of Claim 9 wherein the particle-deflecting gas 
and the tip-cleaning gas is about 10 to about 50 psig higher in pressure 
than the gas in the reactor. 

12. The process of Claim 9 wherein the particle-deflecting gas 
is recycle gas and the tip-cleaning gas is monomer gas. 

13. The process of Claim 9 wherein the liquid catalyst is 
introduced by a catalyst delivery system comprising (i) a particle- 
deflecting gas tube enclosing a catalyst injection tube or nozzle or (ii) a 
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particle-deflecting gas tube enclosing a tip-cleaning gas tube which in 
turn encloses a catalyst injection tube or nozzle. 



WO 97/46599 



1/1 



PCT/US97/10059 




INTERNATIONAL SEARCH REPORT 



Interna <al Application No 

PCT/US 97/10059 



A. (XA88IOCATJON OF SUBJECT HATTER ' ' 

IPC 6 C08F10/00 C08F11O/O6 C08F2/34 C08F4/6O2 



According to International Patent Oaaaifioation (IPC) or to both national eluaifioation and IPC 



B. FIELDS SEARCHED 



M Wmum dooumantg,on aaarched (ofcu.ifioation ayatam followed by olaaaificaton aymbola) 



Dooumentetion aaarohad other than minimum documentation to the extent that euch 



doaumenta are included in the halda aaarohad 



Electronic 



oonsulted during the international teeroh (name of data base and, where practical, aearoh terma uaed) 



C. DOCUMENTS CONSIDERED TO BE RELEVANT 



Category • Citation of document, with indication, when appropriate, of the relevant paaeagee 



Relevant to din No. 



X 
X 
X 

P.X 



EP 0 593 083 A (UNION CARBIDE CHEM 

PLASTIC) 20 April 1994 

see the whole document 

& US 5 317 036 A 

cited in the application 



US 5 453 471 A (BERNIER ROBERT J N 
26 September 1995 
cited in the application 
see column 4, line 5 - line 18; claims 

EP 0 764 665 A (UNION CARBIDE CHEM 

PLASTIC) 26 March 1997 

see page 5, line 49 - line 55; claims 



ET AL) 



1-13 
1-13 
1-13 

1-13 



| X| furth# ' dooumente are Meted in the oontmuaton of box C. 



m 



Paint family member* ar» feted in annex. 



• SpeolaJ categoria* of cited documents : 

A' document def fnirto the gmml state of the art whfah n not 

ooneiderad to bt of particular relevance 
'£* aartar document but putttabad on or .iter the kitamatjonai 
tiling data 

V dooumant whbh may throw doubts on prior*/ daimfa) or 
which ■ cited to establish tha pubtioeftion date of another 
orfabon or other tpeeiaJ raaaon (aa apeoified) 
•O" document referring to an oraJ drsofesure, use. exhfetionor 



P- document pubfehed prior to tha alternation*, Wing data but 
later than tha priority data claimed 



T later document published altar tha intonudiona. filing date 
or priority date and not In oonfsot with the application but 
□Had to undarstandtha principle or theory underlying tha 
hvanbon 

"X* dooumant of particular relevance; tha otairoed invention 
cannot beeonaidered nova! or cannot be considered to 
•woww an invanbve step whan tha dooumant la takan alona 

*V dooumant of particular ratevanoa ; tha oiaimad fcvention 

oartnot ba oonaidarad to involve an irtvarrtive atop whan the 
dooumant ia combined with ona or mora other suoh docu- 
ments, aueh oombinatjon bstng obvious to a pan on i 
in tha art. 

•A 1 cJocument rrorrrber of fre same patent temily 



Date of tha actual contplabon of tha international aearoh 

20 October 1997 


Date of meiiing or the irttemebonal aearoh report 

11. 97 


Name and mailing addratta of the ISA 

European Patent Office, P.8. 6S1S Patenttean 2 
NL - 2280 HV Rgswi* 
Tel. (+31.70) 340-2040, Tx. 31 651 apo nl, 
Fax: (♦31-70) 340-3016 


Authorized offteer 1 

Kaumann, E 



page 1 of 2 



INTERNATIONAL SEARCH REPORT 



Interna .al Application No 

PCT/US 97/10059 



C(Contlnufttion) DOCUMENTS CONSIDERED TO BE RELEVANT 



Category 0 Citation of document, with indication, whvre appropriate, of the relevant pauagu 



ReWvant to claim No. 



WO 94 25497 A (EXXON CHEMICAL PATENTS INC 
;DECHELLIS MARC LOUIS (US); GRIFFIN JOH) 
10 November 1994 

see page 6, line 33 - page 7, line 4; 
claims 

& US 5 462 999 A 

cited in the application 

EP 0 659 773 A (UNION CARBIDE CHEM 
PLASTIC) 28 June 1995 
see the whole document 

EP 0 584 609 A (HOECHST AG) 2 March 1994 
see page 3, line 41 - line 49; claims 



1-13 

1-13 
1-13 

1-13 



Form PCTflSA/210 (contlnuAtion at ««oond «KmQ (July 1992) 



page 2 of 2 



INTERNATIONAL SEARCH REPORT 

Information on patent I amity members 



Intern* 



tal Application No 

PCT/US 97/10059 



Patent document 
cited in search report 


Publication 
date 


Patent family 
members) 


Publication 
date 


FP G593Q83 A 


20-04-94 


US 


5317036 A 


31-05-94 




AT 


137509 T 


15-05-96 






AU 


657076 B 


23-02-95 






AU 


4902893 A 


28-04-94 






BR 


9304244 A 


05-07-94 






CA 


2108528 A 


17-04-94 






CN 


1088939 A 


06-07-94 






CZ 


9302179 A 


18-05-94 






DE 

WL 


69302458 D 


05-06-96 






DE 


69302458 T 


14-11-96 






ES 


2089673 T 


01-10-96 






FI 


934579 A 


17-04-94 






HU 


66408 A 


28-11-94 






JP 


6192311 A 


12-07-94 






NO 


933720 A 


18-04-94 






NZ 


248961 A 


26-10-94 






SK 


113293 A 


11-05-94 






ZA 


9307676 A 


05-05-94 


IIC CACIAJl A 


26-09-95 


AU 


3211395 A 


04-03-96 




AU 


3211495 A 


04-03-96 






AU 


3237395 A 


04-03-96 






BR 


9503534 A 


16-04-96 






CA 


2196664 A 


15-02-96 






CN 


1133298 A 


16-10-96 






EP 


0697421 A 


21-02-96 






EP 


0773964 A 


21-05-97 






EP 


0773963 A 


21-05-97 






CD 

tr 




21-05-97 






JP 


8100009 A 


16-04-96 






NO 


970464 A 


21-03-97 






PL 


318524 A 








PL 


318526 A 


23-06-97 






PL 


318527 A 


23-06-97 






WO 


9604322 A 


15-02-96 






WO 


9604323 A 


15-02-96 






WO 


9604321 A 


15-02-96 






ZA 


9506456 A 


14-03-96 


EP 0764665 A 


26-03-97 


AU 


6585296 A 


27-03-97 



Form PCTflSA/210 (pttoftl family mrwt) (July 1992) 



page 1 of 2 



INTERNATIONAL SEARCH REPORT 

Information on patent family members 



Intemk *A Application No 

PCT/US 97/10059 



Patent document 
cited in search report 



Publication 
date 



Patent tamHy 
member(s) 



Publication 
date 



EP 0764665 A 



CA 2186302 A 

CZ 9602802 A 

PL 316276 A 

SK 120596 A 



26-03-97 
16-04-97 
01-04-97 
09-04-97 



WO 9425497 


A 


10-11-94 


WO 


9425495 A 


10-11-94 








AU 


681147 B 


21-08-97 








AU 


6712794 A 


21-11-94 








CA 


2161448 A 


10-11-94 








til 




li w 7W 








EP 


0696293 A 


14-02-96 








JP 


8509773 T 


15-10-96 








US 


5405922 A 


11-04-95 








US 


5462999 A 


31-10-95 








AU 


4293093 A 


21-11-94 








EP 


0699212 A 


06-03-96 








FI 


955044 A 


21-12-95 








JP 


8504840 T 


28-05-96 








NO 


954269 A 


20-12-95 


EP 0659773 


A 


28-06-95 


AU 


8152494 A 


29-06-95 






BR 


9405192 A 


01-08-95 








CA 


2138572 A 


22-06-95 








JP 


7252311 A 


03-10-95 


EP 0584609 


A 


02-03-94 


AU 


4459193 A 


17-02-94 






CA 


2104036 A 


16-02-94 








FI 


933573 A 


16-02-94 








JP 


6157662 A 


07-06-94 








US 


5672668 A 


30-09-97 








ZA 


9305924 A 


11-02-94 



Form PCT/ISA/210 (patent twrafy umi| (July t W2> 



page 2 of 2 



